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DEPOSITION AND SELECTIVE REMOVAL
OF CONDUCTING HELPLAYER FOR
NANOSTRUCTURE PROCESSING

CLAIM OF PRIORITY

This application is a continuation of U.S. application Ser.
No. 13/961,532, filed Aug. 7, 2013, which is a divisional of
U.S. application Ser. No. 12/392,017, filed on Feb. 24, 2009,
which claims the benefit of priority of U.S. Provisional Appli-
cation No. 61/031,333, filed on Feb. 25, 2008, the content of
which are incorporated herein by reference in its entirety.

TECHNICAL FIELD

The technology described herein is generally related to the
field of chemical vapor deposition (CVD) of nanostructures,
and more specifically to reduction or elimination of plasma-
induced damages during growth of nanostructures, and
enabling self-aligned growth of nanostructures on both con-
ducting and insulating surfaces.

BACKGROUND

The present technology described herein is related to but
not limited to nanostructures such as carbon nanostructures
(e.g., carbon nanotubes, carbon nanofibers, and carbon
nanowires). These nanostructures have gained interest in
recent years due to their high thermal and electrical conduc-
tivities.

Carbon nanostructures can be manufactured with arc dis-
charge methods, laser ablation, or chemical vapor deposition
(CVD). A catalystis used in CVD processing to obtain growth
of the nanostructures. Two most frequently used CVD meth-
ods are thermal CVD and plasma-enhanced CVD (i.e.,
plasma CVD). In thermal CVD, the energy required for for-
mation of the nanostructures is thermal energy. In plasma
CVD, the energy required for formation of the nanostructures
is from the plasma. Plasma CVD makes it possible to grow
nanostructures at a lower temperature than that used in ther-
mal CVD. The lower growth temperature in plasma CVD is a
significant advantage as the substrates on which the nano-
structures grow are often damaged at excessive temperatures.

Several types of plasma CVD exist, including radio-fre-
quency plasma CVD, inductively-coupled plasma CVD and
direct-current plasma CVD. Direct-current plasma CVD
(DC-CVD) is often preferred since the electric field close to
the substrate surface enables alignment of the growing nano-
structures. In some instances, the electric field creates nano-
structure alignment that is substantially perpendicular to the
substrate. In some instances, alignment with other angular
deviation from the perpendicular direction can also be
achieved as desired.

FIGS. 1A-1E illustrate various configurations that nano-
structures can be grown on a substrate. FIG. 1A illustrates a
configuration for growing nanostructures 106 and/or 108
from a patterned catalyst layers 102 and/or 104 on a conduct-
ing substrate 100. Nanostructure 106 is a single nanostructure
growing on a small catalyst dot 102, while nanostructures 108
is a “forest” of nanostructures (multiple closely-spaced nano-
structures) growing on a large catalyst area 104. FIG. 1B
illustrates a configuration for growing nanostructures 106
and/or 108 from a patterned catalyst layers 102 and/or 104 on
a continuous metal underlayer 112 deposited on a insulating
substrate 110. A small catalyst dot 102 gives rise to an indi-
vidual nanostructure 106, while a large catalyst area 104 gives
rise to a “forest” of nanostructures 108 (multiple closely-

15

30

40

45

55

2

spaced nanostructures). These two configurations of using
DC-CVD to grow nanostructures are relatively straight-for-
ward.

However, problems arise if the patterned catalyst layers
102 and/or 104 are deposited directly on an insulator 110 (as
shown in FIG. 1C) or on isolated metal islands 114 over an
insulator 110 (as shown in FIG. 1D). The problems will most
often occur if there are insulating areas around the metal
islands, even if the metal islands are electrically connected to
other parts of the substrate. Electric arcs will occur during the
growth process, and cause damage to the growth structure due
to sputtering. The arcs can also damage the electronic devices
connected to the growth structures by the over-voltages pro-
duced by the arcs. FIG. 2 shows an example of damage caused
on a substrate due to arcing. These over-voltages can damage
the devices even if the devices are buried below several mate-
rial layers, as the devices are electrically connected to the
topmost metal layers. U.S. Pat. No. 5,651,865 provides a
detailed description of the problems related to having insu-
lating regions on an otherwise conducting surface in a DC
plasma.

There are some proposed solutions describing improve-
ments of the DC power supply to reduce the problems with
arcs. For example, U.S. Pat. No. 5,576,939 and U.S. Pat. No.
6,943,317 disclose methods for shutting down or reversing
the polarity of the power supply at the onset of an arc. U.S.
Pat. No. 5,584,972 describes connecting an inductor and a
diode between the power supply and the electrodes. U.S. Pat.
No. 7,026,174 discloses putting the wafer at a bias voltage in
order to reduce arcing. U.S. Pat. No. 5,651,865 discloses
using a periodic polarity change of the plasma voltage to
preferentially sputter away any insulator from an otherwise
conductive surface, which does not enable the nanostructure
growth on samples with insulating regions.

Methods for manufacturing nanofibers on a patterned
metal underlayer have been shown for some applications in,
for example, U.S. Pat. No. 6,982,519. The methods disclosed
consist of growing the nanofibers on a continuous metal
underlayer using a patterned catalyst layer, and afterwards
patterning the metal underlayer using optical lithography.
The disclosed method requires a continuous metal underlayer
for the growth, and the patterning of the metal underlayer is
made afterwards.

This technique disclosed in U.S. Pat. No. 6,982,519 is not
compatible with standard (CMOS) processing of intercon-
nect layers in integrated circuits, where the horizontal metal
conductors 116 (e.g., in FIG. 1E) are formed in recesses in the
interlayer dielectric using chemical mechanical polishing.
After polishing, the next layers of vias (vertical intercon-
nects) is formed on top and next to the interconnect layer.
Thus any patterning of interconnects (to obtain patterned
metal underlayers) should be done before the manufacturing
of the next layer of vias.

With the methods disclosed in U.S. Pat. No. 6,982,519, itis
not possible to grow nanostructures directly on an insulating
substrate such that the substrate will remain insulating, as
there will be metal remaining in between the nanostructures
after lithography. In some applications, it is desirable to have
the nanostructure-covered surface insulating (e.g., growing
nanostructures on the insulating surface 110 in FIG. 1C), for
example, in heat transport from insulators (where a continu-
ous metal layer is unwanted).

Furthermore, it is inconvenient to grow nanostructures on
existing metal islands (such as that shown in FIG. 1D), and the
problem is exemplified by the plasma-induced chip damage
as shown in the SEM picture in FIG. 2.
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The configuration shown in FIG. 1E includes vias 118
(vertical interconnects) to some underlying (or overlying
depending on the way the device is oriented) patterned metal
underlayer 116. It would be preferable to grow nanostructures
directly on the patterned metal underlayer 116 (horizontal
interconnects) or any existing traditional-type vias 118 (ver-
tical interconnects).

Another problem not addressed by U.S. Pat. No. 6,982,519
is that not all metals used in the manufacturing of integrated
circuits are compatible with the plasma gases used for growth
of'nanostructures. For example, U.S. Application Publication
No. 2008/00014443 states that it is not possible to use copper
in an acetylene-containing plasma as there will be a detrimen-
tal chemical reaction.

U.S. Application Publication No. 2007/0154623 discloses
a method for using a buffer layer between a glass substrate
and the catalyst to prevent interaction. U.S. Application Pub-
lication No. 2007/0259128 discloses a method for using an
interlayer to control the site density of carbon nanotubes.
Neither of these applications fulfills the need for nanostruc-
ture growth on already patterned metal underlayers, or for arc
elimination.

When growing nanostructures on a chip only partially cov-
ered by a metal underlayer, there is sometimes a parasitic
growth outside the catalyst particles. This can cause
unwanted leakage currents along the chip surface.

Therefore, there is a need of a method to grow the nano-
structures on a previously patterned metal underlayer without
having the problems of arc-induced chip damage and over-
voltage damage of sensitive electronic devices, or problems
due to incompatibility of materials used, parasitic growth
during plasma growth processing. In various implementa-
tions, the technology described herein can solve some or all of
these processing-related problems.

The discussion of the background to the invention herein is
included to explain the context of the invention. This is not to
be taken as an admission that all materials referred to was
published, known, or part of the common general knowledge
as at the priority date of any of the claims.

SUMMARY

The technology described herein is generally related to the
field of chemical vapor deposition (CVD) of nanostructures,
and more specifically to reduction or elimination of plasma-
induced damages during growth processing of nanostruc-
tures, and enabling self-aligned growth of nanostructure on
both conducting and insulating surfaces.

In one aspect, the method for making one or more nano-
structures includes: depositing a conducting helplayer on an
upper surface of a substrate; depositing a patterned layer of
catalyst on the conducting helplayer; growing the one or more
nanostructures on the layer of catalyst; and selectively remov-
ing the conducting helplayer between and around the one or
more nanostructures.

In some implementations, the layer of catalyst is patterned
after it is deposited. In some implementations, the substrate
additionally comprises a metal underlayer, co-extensive with
its upper surface, and which is covered by the conducting
helplayer. In some implementations, the metal underlayer is
patterned. In some implementations, the metal underlayer
comprises one or more metals selected from: Cu, Ti, W, Mo,
Pt, Al, Au, Pd, P, Ni, and Fe. In some implementations, the
metal underlayer comprises one or more conducting alloys
selected from: TiN, WN;, and AIN. In some implementations,
the metal underlayer comprises one or more conducting poly-
mers. In some implementations, the substrate is a semicon-
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ductor. In some implementations, the substrate is an insulator.
In some implementations, the substrate comprises an insula-
tor with at least one conducting layer on top. In some imple-
mentations, any of the depositing is carried out by a method
selected from: evaporating, plating, sputtering, molecular
beam epitaxy, pulsed laser depositing, CVD, and spin-coat-
ing. In some implementations, the one or more nanostructures
comprises carbon, GaAs, ZnO, InP, InGaAs, GaN, InGaN, or
Si. In some implementations, the one or more nanostructures
include nanofibers, nanotubes, or nanowires. In some imple-
mentations, the conducting helplayer comprises a material
selected from: a semiconductor, a conducting polymer, and an
alloy. In some implementations, the conducting helplayer is
from 1 nm to 100 microns thick. In some implementations,
the one or more nanostructures are grown in a plasma. In
some implementations, the selective removal of the conduct-
ing helplayer is accomplished by etching. In some implemen-
tations, the etching is plasma dry etching. In some implemen-
tations, the etching is an electrochemical etching. In some
implementations, the etching is photo chemical pyrolysis
etching. In some implementations, the etching is pyrolysis
etching. In some implementations, the method further
includes depositing an additional layer between the conduct-
ing helplayer and the layer of catalyst.

In one aspect, a device includes a substrate, wherein the
substrate comprising one or more exposed metal islands sepa-
rated by one or more insulating areas; a conducting helplayer
disposed on the substrate covering at least some of the one or
more exposed metal islands or insulating areas; a catalyst
layer disposed on the conducting helplayer; and one or more
nanostructures disposed on the catalyst layer, wherein the
conducting helplayer does not cover areas between and
around the one or more nanostructures. In some implemen-
tations, the nanostructures are interconnects.

In one aspect, a method for making one or more nanostruc-
tures includes: depositing a metal underlayer on an upper
surface of a substrate; depositing a catalyst layer on the metal
underlayer; depositing an insulator layer on the catalyst layer;
depositing a conducting helplayer on the insulator layer; cre-
ating via holes through the insulator layer from the conduct-
ing helplayer to the catalyst layer; growing the one or more
nanostructures on the catalyst layer through the via holes; and
selectively removing the conducting helplayer.

In one aspect, a device prepared by a process comprising:
depositing a metal underlayer on an upper surface of a sub-
strate; depositing a catalyst layer on the metal underlayer;
depositing an insulator layer on the catalyst layer; depositing
a conducting helplayer on the insulator layer; creating via
holes through the insulator layer from the conducting hel-
player to the catalyst layer; growing the one or more nano-
structures on the catalyst layer through the via holes; and
selectively removing the conducting helplayer, thereby form-
ing the device.

Inoneaspect, A method for making one or more nanostruc-
tures includes: depositing a conducting helplayer on one or
more intermediate layers on a substrate; growing the one or
more nanostructures from a catalyst layer disposed on top of
the helplayer or between the helplayer and the substrate; and
selectively removing, by etching, either all of the conducting
helplayer when the catalyst layer is between the helplayer and
the substrate, or part of the conducting helplayer between and
around the nanostructures when the catalyst layer is on top of
the helplayer.

In some implementations, the catalyst layer is on top of the
helplayer, and the one or more intermediate layers comprises
an exposed patterned metal underlayer. In some implemen-
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tations, the catalyst layer is between the helplayer and the
substrate, and the one or more intermediate layers comprises
an exposed insulator layer.

The methods and devices may offer one or more of the
following advantages.

In some implementations, the method allows growth of
nanostructures on one or more pre-patterned metal underlay-
er(s) as well as electrically insulating substrates. The method
can offer protection against arc damages to electrically sen-
sitive devices contained in the substrates. Limitation on
growth plasma containing gases that are incompatible with
the metal underlayer(s) or insulating layer(s) can be elimi-
nated.

In some implementations, the method involves depositing
a continuous electrically conducting helplayer covering a top
surface of the substrate, then depositing (and/or patterning) a
catalyst layer over the helplayer, growing the nanostructures
on the catalyst layer, and then selectively removing the con-
ducting helplayer in areas not covered by the nanostructures.
The method can result in self-aligned fibers growing on the
patterned catalyst-helplayer stack. A good grounding for the
growth is achieved by the continuous conducting helplayer
during the growth process, and it eliminates the arcing prob-
lem. Therefore, the method enables growing nanostructures
on specifically designated locations on an already patterned
metal underlayer(s) or insulating layer(s), as it is easy to
remove the conducting helplayer after the nanostructures are
grown.

In some implementations, nanostructures are grown
through an insulating layer, the method involves depositing a
catalyst layer on a substrate (conducting or insulating), then
depositing an insulating layer on the catalyst layer, then
depositing a continuous patterned conductive helplayer over
the insulating layer, selectively removing some parts of the
insulating layer to create via holes through the insulating
layer down to the catalyst layer, then growing nanostructures
from the catalyst layer, and finally selectively removing the
conducting helplayer in areas not covered by the nanostruc-
tures.

Another advantage of the technology described herein is
that sensitive electrical devices on the substrate are protected
from the high voltages of the plasma, as all electrical connec-
tors on the chip surface are shorted together and grounded.
The technology described herein eliminates substantially all
arcs, but even if there are some sparks (for example caused by
static electricity during substrate handling) the damaging
effect of the sparks is significantly reduced.

A third advantage is that the (possibly patterned) metal
underlayer is protected from the plasma during the growth of
the nanostructures. This is important when growing nano-
structures on a metal underlayer(s) or insulating layer(s) that
are not compatible with the gases used for the growth. For
example, growth on a copper surface using an acetylene-
containing plasma causes detrimental effects during nano-
structure growth, as these materials are not always compat-
ible. By utilizing the methods disclosed in this specification,
such limitations on compatibility between plasma gases and
substrates or metal underlayers can be eliminated.

A fourth advantage is that parasitic growth outside the
catalyst is avoided.

Astheremoval of the conducting helplayer is a self-aligned
process, individual nanostructures can be grown on or
through an insulating layer/substrate that can remain insulat-
ing. This is accomplished by selectively removing the con-
ducting helplayer so that the conducting helplayer material
stays just underneath the nanostructures if the helplayer is
deposited over the catalyst layer, or is completely removed if
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the helplayer is positioned on a layer other than the catalyst
layer (such as an insulating layer deposited over the catalyst
layer and the substrate).

Other features and advantages will be apparent from the
description and drawings and from the claims.

BRIEF DESCRIPTION OF THE DRAWINGS

FIGS. 1A-1E illustrate example configurations for grow-
ing nanostructures on substrates.

FIG. 2 is an SEM (scanning electron microscope) image
showing a spark-damaged chip surface.

FIGS. 3A-3E illustrate an example process for manufac-
turing the nanostructures in accordance with the technology
disclosed in this specification.

FIGS. 4A-4B and 5A-5B show alternative embodiments of
the technology disclosed in this specification.

FIG. 6 is a flow diagram of'an example process for growing
nanostructures on (partly) insulating surfaces.

FIGS. 7A-7B show an example optical waveguide struc-
ture manufactured using the technology disclosed in this
specification.

FIGS. 8A-8C illustrate an example process for growing
nanostructures through an insulating layer.

FIGS. 9A-9B are SEM images showing an exemplary
device with a patterned metal underlayer, a continuous con-
ducting helplayer and a patterned catalyst layer with grown
nanofibers.

FIG. 10 is an SEM image showing the same exemplary
device with the helplayer selectively removed.

FIGS. 11A-11B are SEM images of exemplary devices
with copper as the underlayer, before and after the helplayer
removal, respectively.

FIG. 12 is an SEM image of an exemplary device where
microstructures/nanostructures are grown through via holes
in an insulating layer.

LIST OF REFERENCE NUMERALS USED
HEREIN

The following is a list of reference numerals found on the
drawings of the application, with a description of each.

100—conducting substrate

102—-catalyst layer, patterned to support growth of indi-
vidual nanostructures

104—catalyst layer, patterned to support growth of “for-
ests” of nanostructures (multiple closely-spaced nano-
structures)

106—individual nanostructure

108— “forest” of nanostructures (multiple closely-spaced
nanostructures)

110—insulating substrate

112—continuous metal underlayer

114—patterned metal underlayer on top of an insulator

116—patterned metal underlayer having a top surface that
is at the same level as the top surface of the insulating
substrate (flat chip after polish)

118—via (vertical interconnect)

120—continuous conducting helplayer

122——residuals of catalyst layer (after self-aligned etching)

124——residuals of conducting helplayer (after self-aligned
etching)

126—optional layer

128—substrate for waveguide

130—waveguide material

132—remaining vertical sidewalls of the conducting hel-
player



US 9,114,993 B2

7

134—patterned conducting helplayer

136—via hole through an insulator

200—Depositing a conducting helplayer

210—Depositing optional additional layers

220—Depositing and patterning a catalyst layer

230—Growing nanostructures

240—Selective and self-aligned removal of helplayer

Like reference numbers and designations in the various
drawings indicate like elements.

DETAILED DESCRIPTION

The technology described herein relates to plasma process-
ing, for example, growth of nanostructures (i.e., structures
having at least one dimension in the order of nanometers). In
some implementations, the technology also applies to pro-
cessing of structures with feature sizes other than in the
nanometer range, for example in the micrometer or millime-
ter size range.

“Substrate” is a designation of any layer or layers on which
other layers can be deposited for the growth of nanostruc-
tures. Substrates can include semiconductors containing
devices or metal layers or insulators. Semiconductors can
include doped or undoped silicon, silicon carbide, I1I-VI or
III-V materials (GaAs, InP, InGaAs etc) or semiconducting
polymers. A substrate can also be transparent, conducting or
insulating materials such as glass or indium-tin-oxide (ITO).
A substrate can also include polymer layers or printed circuit
boards (PCBs). A substrate does not need to be flat and can
contain corrugated structures.

“Metal underlayer” can include any metal already present
on the top surface of a substrate structure before the helplayer
is deposited onto the substrate structure, including exposed
metal islands (e.g., interconnects or vias) and/or continuous
conducting layers that are disposed between the substrate and
an exposed insulator layer on top. A metal underlayer can
comprise any metal and/or metal alloy or combinations of
different metals from the periodic table, such as Cu, Ti, W,
Mo, Pt, Al, Au, Pd, Pt, Ni, Fe, etc. A metal underlayer can also
comprise one or more conducting alloys such as TiN, WN,
AIN. The metal underlayer can also comprise one or more
conducting polymers. The metal underlayer can also com-
prise any combination of the above conducting materials.

“Catalyst” is a metal, alloy or material stack for promoting
a chemical reaction. One example catalyst is silicon covered
by nickel. The catalyst layer might also include a barrier layer,
for example a tungsten layer deposited between a gold layer
and the Si/Ni layer on top. A catalyst can be a pure metal such
as Ni, Fe, Pt, Pd, or a metal alloy such as NiFe, NiCr, NiAlFe,
etc.

“Insulator” can be any electrically insulating material such
as silicon dioxide, silicon nitride or high-k materials such as
HfO, ZrO, etc., aluminum oxide, sintered composites, poly-
mers, resists (for example SUS), different forms of polya-
mide, ITO, so called low-k materials, or interlayer dielectrics
(ILD).

“Deposited” means any one or more of evaporated, plated,
sputtered, or deposited by chemical vapour deposition (CVD)
such as thermal or plasma-enhanced CVD, by molecular
beam epitaxy (MBE), by pulsed laser deposition (PLD), or by
spin-coating.

“Nanostructure” is a structure that has at least one dimen-
sion in the order of nanometers. Nanostructures can include
nanofibers, nanotubes or nanowires of carbon, GaAs, ZnO,
InP, GaN, InGaN, InGaAs, Si, or other materials.

FIG. 3A shows a partly processed substrate such as a sili-
con chip. The technology described in this specification is
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applied to the insulating substrate 110 in order to grow nano-
structures on the metal islands formed by interconnects 116
and vias 118 (patterned metal underlayer) embedded in the
substrate. The vias 118 and interconnects 116 (patterned
metal underlayers) can be manufactured according to stan-
dard wafer processing methods, for example, the so-called
Damascene process, including etching trenches and deposit-
ing metals in the trenches. Chemical mechanical polishing
(CMP) can be used to achieve a flat top surface of the sub-
strate and interconnects.

To manufacture the structures shown in FIG. 3E, a number
of'steps are performed as shown in FIG. 6. First, a continuous
conducting helplayer 120 is deposited (step 200) on the sub-
strate 110 and the patterned metal underlayer 116 and 118
embedded in the substrate 110 to obtain the structure in FIG.
3B. Any electrically conducting material can be used as a
helplayer 120. Examples of the conducting materials include
any electrically conducting element from the periodic table of
elements such as W, Mo etc., conducting alloys such as tita-
nium nitride, semiconductors such as doped silicon, or con-
ducting polymers. The material for the helplayer should be
different from the material of the patterned metal underlayer
unless a buffer layer separating the metal underlayer and the
helplayer is first deposited. In the described example, a tung-
sten layer was employed as the continuous conducting hel-
player 120.

The thickness of the conducting helplayer can be from
about 1 nm to 100 pm, and preferably between about 1 nm and
100 nm. In one embodiment, a 50 nm layer of tungsten is
used. In some embodiments, only one helplayer is used. How-
ever, the technology described herein is not limited to have
only a helplayer with a single layer of material, the helplayer
can also include multiple layers to improve lift-off, adhesion,
etch selectivity or act as an etch stop layer, a seed layer for
electroplating or a protection layer. Furthermore, layers for
thermal management, for example layers with high or low
thermal conductivity such as Peltier materials, can be
included.

The technology described herein can be utilized with a
number of different materials as the helplayer. It is important
to select helplayer materials and etching parameters so that
the nanostructures can be used as a self-aligned mask layer
during the etching of the helplayer. The choice of the hel-
player material can depend on the material lying beneath the
helplayer. The helplayer can also be a catalyst, as the selective
removal process can also be used to remove any unwanted
catalyst residuals between the grown nanostructures.

The patterned catalyst layers 102 and/or 104 define where
the nanostructures are to be grown. The catalyst can be nickel,
iron, platinum, palladium, nickel-silicide, cobalt, molybde-
num or alloys thereof, or can be combined with other mate-
rials (e.g., silicon). The catalyst can be optional, as the tech-
nology described herein can also be applied in a catalyst-free
growth process for nanostructures. A patterned catalyst layer
including a small catalyst dot 102 will give rise to an indi-
vidual nanostructure, and a patterned catalyst layer including
a large catalyst area 104 will give rise to a “forest” of nano-
structures.

In order to pattern the catalyst layer (step 220 in FIG. 6),
standard etch-back or lift-off processing with resist can be
used. UV-light or an electron-beam can be used to pattern the
resist layer. Other means can also be used to pattern the resist
(or the catalyst directly), such as nanoimprint lithography or
laser writing. The catalyst layer can also be patterned with
methods that do not use a resist, for example, self-assembled
chemical methods. An array of catalyst particles can be
formed on the surface using Langmuir-Blodgett films, spin-
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ning on a solution with catalyst (nano-) particles onto the
wafer or depositing a continuous catalyst film which is trans-
formed to catalyst particles during annealing at elevated tem-
peratures. Several of these techniques can be utilized to grow
the catalyst layer on non-flat surfaces and to control the
growth site density (number of growth sites per unit area).

During growth of the nanostructures, the conducting hel-
player can be electrically grounded or connected to the poten-
tial of the substrate holder, or to some other suitable ground-
ing potential. The nanostructures 106 and/or 108 can be
grown in a plasma (step 230 in FIG. 6), typically a DC-
plasma. The plasma gases used for nanostructure growth can
be any carbon carrying precursor such as acetylene, carbon
monoxide, methane, or higher order hydrocarbon, together
with other gases such as ammonia, hydrogen, argon, or nitro-
gen. The growth temperature is preferably less than 800° C. A
pressure ranging from about 0.1 to 250 Torr and preferably
between about 0.1 to 100 Torr can be used. The plasma
current can range from about 10 mA to 100 A, and preferably
about 10 mA to 1 A.

In some implementations, RF-plasma or thermal CVD can
be used to grow the nanostructures, and the technology
described herein has applications especially for RF-plasmas
with a DC-bias. In some implementations, the technology
described herein also has application for nanostructures
grown in gas-phase (without plasma) and in liquid phase.

In some implementations according to the technology
described herein, after the growth step(s), the conductive
helplayer is selectively removed by etching (step 240 in FIG.
6). The etching method and etch gases (for the case of dry
etch) or etchants (for the case of wet etch) are chosen depend-
ing on the materials of the nanostructures and the conducting
helplayer. For example, a helplayer comprising tungsten
located under carbon nanofibers can be preferably removed
by plasma dry etching using a fluorine-containing plasma. An
advantage of this combination is the relative selectivity to the
nanostructures and the catalyst particles.

Other etching methods, such as other anisotropic etch
methods, wet (isotropic) etching, pyrolysis, electrochemical
etching or photochemical etching, can be used. By using an
etch-stop layer, or varying the etch time, a sufficiently strong
etching can be carried out. It can be advantageous to choose
an etchant or etch gas that has a relative selectivity between
the conducting helplayer and the metal underlayer.

After the removal of the conducting helplayer 120 on spe-
cific locations using this self-aligned selective removal pro-
cess, the final structure will consist of residuals of the con-
ducting helplayer 122 below the residuals of the catalyst layer
124 and nanostructures 106 and/or 108 (see FIG. 3E).

With the method described herein, it is possible to manu-
facture individual nanostructures 106 or “forests” of nano-
structures 108 on isolated metal islands 116 or directly on the
insulating substrate 110 as indicated in FIG. 3E.

It is also possible to form the nanostructures if the metal
underlayer is not at the same level as the rest of the substrate.
FIG. 4A illustrates isolated metal islands 114 deposited on
top of an insulating substrate 110. The continuous conducting
helplayer 120 is deposited over and covering the substrate
surface (step 200), and then a patterned catalyst layer 102
and/or 104 is deposited (step 220) on the continuous conduct-
ing helplayer. After the growth of nanostructures (step 230)
and the self-aligned selective removal (step 240) of the hel-
player, the structure will appear as indicated in FIG. 4B.

In FIGS. 5A and 5B, a final structure formed by an alter-
native method is shown. First, the continuous conducting
helplayer 120 is deposited throughout the top surface of the
substrate (step 200), and then some optional patterned layer
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126, for example to permit electrical conduction in the direc-
tion perpendicular to the nanostructures, is deposited (step
210) on the helplayer 120. Finally the patterned catalyst 102
and/or 104 is deposited (step 220) on the optional layer or the
helplayer. After the growth process (step 230), the helplayer is
selectively removed as described in a previous section (step
240). As with other methods described herein, no lithography
is necessary after the nanostructure growth. Isolated islands
(optional patterned layer 126) with nanostructures 106 and/or
108 on top, and residuals of the helplayer 124 below, are thus
manufactured by the method illustrated by FIGS. 5A and 5B.

In another embodiment, FIGS. 8 A-8C illustrate the method
of growing nanostructures through via holes created in an
insulating material layer deposited on top of catalyst layer.
First the catalyst layer 102 and/or 104 is deposited on a
conducting substrate 100. The substrate in this case can how-
ever be an insulating substrate as well. An insulating layer 110
is then deposited on the substrate and the catalyst layer. A
patterned conducting helplayer 134 is then deposited on top
of the insulating layer 110. In some implementations, a con-
tinuous conducting helplayer can be deposited on top of the
insulating layer first and then patterned by various suitable
methods. Holes are then created by selectively etching the
insulating layer 110 to create via holes 136 to the catalyst
layer. Growth of nanostructures is then carried out to form
nanostructures 106 and/or 108 on the catalyst layer 102 and/
or 104. The patterned conducting helplayer 134 is then selec-
tively removed (step 240 of FIG. 6), i.e., completely removed
in this case.

If required, one of the materials below the conducting
helplayer can be etched using an etchant with suitable relative
selectivity. For example silicon oxide can be etched using wet
or dry etching. Thus the catalyst and nanostructure layers are
working as a mask for further processing.

EXEMPLARY APPLICATIONS

An important application for the technology described in
this specification is for making interconnects and/or thermal
elevators in integrated circuits, which, for example, can be
used in computing devices. The nanostructures are used to
carry heat and electricity inside the integrated circuit chip or
to/from the integrate circuit chip. The growth methods and
devices used are compatible with current processing stan-
dards which involve patterning metals by polishing, and are
also compatible with the metals involved. Also, 3-dimen-
sional stacking of integrated circuits (several device layers)
can utilize the nanostructures made with the methods
described herein as interconnects. For example, a method is
described in FIGS. 8 A-8C to utilize the present invention to
create via hole interconnect structures. FIG. 12 shows an
SEM micrograph of a device where carbon nanostructures are
grown through via holes in an oxide insulator as an exemplary
device manufactured using the technology and methods
described herein. In FIG. 12, the bright flat area is the insu-
lating area and in the rest of the area, vertically grown nano-
structures are visible.

Another application is the elimination of parasitic growth.
When growing nanostructures on a chip that is only partially
covered by a metal underlayer (i.e., by a patterned metal
underlayer), there is sometimes a parasitic growth outside the
catalyst particles. This can be avoided by using the continu-
ous metal helplayer as described herein.

The technology described herein can also be used to pro-
tect the metal underlayer and other exposed materials from
the plasma during the growth of nanostructures. This is par-
ticularly important when growing nanostructures on a metal
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underlayer that is not compatible with the gases used for the
nanostructure growth. One example is nanostructure growth
on a copper surface using acetylene-containing plasma, as
copper and acetylene will react with each other. As the con-
ducting helplayer can act as a diffusion barrier for oxygen or
other materials of choice from reaching the metal underlayer,
unwanted oxidation/chemical reaction/ditfusion can be pre-
vented. For example, an aluminum underlayer (if present) can
be protected against oxidation by the helplayer. Furthermore,
contaminants (for example metal ions) can also be reduced in
the nanostructures produced using the method disclosed
herein.

The technology described herein can also be used for pro-
tecting any sensitive electrical devices in the substrate from
the high voltage arcs in the plasma during the nanostructure
growth. If, after all, there are any arcs in the plasma, the
resulting damage will be significantly reduced as all connec-
tors on the substrate surface are shorted together and
grounded by the conducting helplayer. This electrostatic dis-
charge (ESD) protection is also important for handling a
wafer in the laboratory or for shipping the partly finished
wafer to another laboratory.

The methods described herein can also be used to manu-
facture thermal bumps on an insulating surface by means of
self-aligned removal of the helplayer by plasma etching so
that no metal is left except in areas just underneath the nano-
structures.

The technology described herein can also be used to manu-
facture electrical conducting polymeric films and coatings
while making the films optically partially transparent, trans-
parent, or non-transparent. Applications can be, for example,
making products such as electrode layers in displays, touch
screens, electrostatic dissipation (ESD), and shielding etc.

Furthermore, the mechanical properties of the nanostruc-
tures created as described herein can be utilized to give
mechanical stability to insulators, for example. It is then an
advantage that no continuous metal underlayer is required, as
the conducting helplayer is selectively removed by plasma
etching (except just below the nanostructures) in a self-
aligned process.

Thermal interface materials (TIMs), an example of aniso-
tropic conducting films, can be manufactured using the tech-
nology described herein. In this case, a layer of nanostruc-
tures is embedded in a rubber of polymer designed to help
increasing thermal conductivity. The polymer is first spun
onto the nanofibers after the helplayer removal, and is then
lifted off (with the nanostructures embedded therein). As
there is no continuous metal film (since it has been selectively
removed) below the polymer film, there is no risk of short-
circuiting the different parallel nanostructures in the polymer
film.

The conducting helplayer can also supply all nanostruc-
tures with the current necessary for electroplating, electro-
lessplating, or galvanic plating, if this is the next processing
step to deposit a metal such as Au, Cu, Al, Ni, etc.

Another application is to make chemical probes directly
onto partly insulating substrates. This can for example be
done directly on a standard silicon integrated circuit.

The technology described herein can be used to manufac-
ture source, drain and gate metal contact points for a transis-
tor, such as CMOS, Bi-CMOS, Bi-polar, or HEMT etc. Varia-
tions of such configuration can be envisaged for particular
transistor layouts. Applications also include devices with lig-
uid crystals.

Some applications take advantage of the property that the
helplayer can be removed in one-direction-only, if desired.
Using anisotropic etch onan appropriately designed substrate
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structure will leave the helplayer on the vertical surfaces but
remove it from the horizontal surfaces. As shown in FIGS. 7A
and 7B, a waveguide material 130 is deposited on a suitable
substrate 128. The substrate 128 and the waveguide material
130 are covered by a helplayer 120 on the top surface as well
as the side walls. By anisotropic etching, the helplayer on the
top surface is selectively removed, leaving the side walls
intact. As a result, a structure with individual nanofibers 106
grown on an otherwise transparent top surface and metallized
sidewalls 132 is created. This structure is useful as an optical
absorber for connecting the absorbed light into a waveguide
130 (which consists of the structure with helplayer coated
side walls).

The technology described herein also provides a way to
rework processing methods. This means that processed
wafers can be reworked in case of processing problems/fail-
ure simply by removing the nanostructures by chemical
mechanical polishing (CMP) to remove the nanostructures
and start over the process.

The present technology is applicable for attaching tech-
nologies such as ball grid arrays (BGA), flip chip (FC) mod-
ules, CSP, WLP, FCOB, TCB etc., IC types, RFID tags,
CMOS, BiCMOS, GaAS, HEMT, AIGAAs, MMIC, MCM,
LCD, displays, mobile handset, ASIC chips, memory
devices, MCU, and integrated passive components etc.

Exemplary Devices

In order to demonstrate the principle, a patterned gold
(under-)layer (with a titanium adhesion-promotion layer
below) was formed on an otherwise insulating oxide surface
(using standard lithographic techniques). It is not desirable to
put the catalyst directly on the patterned metal underlayer, as
that would give rise to large plasma-induced damages during
the growth. Instead, a tungsten helplayer (50 nm) was sput-
tered all over the chip surface. Then the patterned catalyst
layer (Si 10 nm and Ni 10 nm) was formed (aligned with the
patterned metal underlayer) by a standard lift off process.
After growth, the structures appear as shown in FIGS. 9A and
9B. In this example, the growth temperature was about 700°
C., and the plasma was generated in a mixture of C,H, and
NH,; gases (20 and 100 sccm, respectively) at a pressure of
about 4 Torr. The plasma current was set to 20 mA and the
growth time was about 60 minutes. In this particular example,
the catalyst was patterned such that a film (“forest”) of nanofi-
bers resulted after the growth process, but individual verti-
cally aligned nanofibers will result if the catalyst regions are
made smaller.

The conducting helplayer was then removed by plasma
etching in a fluorine-containing plasma (pressure 10 mTorr,
gas flow 20 sccm CF,), and using endpoint detection in a
plasma etch CVD processing chamber.

The viability of the method can be shown by the SEM
pictures taken before the processing (FIGS. 9A and 9B) and
after the processing (FIG. 10). The fibers essentially look the
same, despite the fact that the helplayer has been removed.
Hence a self-aligned selective removal of the helplayer has
been achieved, leaving only parts of the helplayer directly
below the fibers remaining on the substrate. The complete
removal of the helplayer from the rest of the areas was verified
by electrical measurements. Minimal parasitic growth is seen
outside the isolated metal island. A similar exemplary device
with aluminum as the underlayer is shown in FIG. 11A, and
with copper as the underlayer in FIG. 11B, respectively.

Thus the goal of growing nanofibers on a patterned metal
underlayer (on an otherwise insulating chip surface) has been
achieved without plasma-induced chip damage.
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FIG. 12 shows an SEM micrograph of an exemplary device
where carbon nanostructures are grown through via holes in
an oxide insulator as an exemplary device manufactured
using the technology and methods described herein. In FIG.
12, the bright flat area is the insulating area and in the rest of
the area, vertically grown nanostructures are visible. Thus the
goal of growing nanofibers through via holes in an insulating
layer is achieved.

The contents of all patents and other references cited to
herein are hereby incorporated by reference in their entirety
for all purposes.

While the instant specification contains many specific
implementation details, these should not be construed as limi-
tations on the scope of any invention or of what may be
claimed, but rather as descriptions of features that may be
specific to particular embodiments of particular inventions.
Certain features that are described in this specification in the
context of separate embodiments can also be implemented in
combination in a single embodiment. Conversely, various
features that are described in the context of a single embodi-
ment can also be implemented in multiple embodiments sepa-
rately or in any suitable subcombinations. Moreover,
although features may be described herein as acting in certain
combinations and even initially claimed as such, one or more
features from a claimed combination can in some cases be
excised from the combination, and the claimed combination
may be directed to a subcombination or variation of a sub-
combination.

What is claimed:

1. An integrated circuit, comprising:

a substrate comprising a plurality of exposed metal islands
separated from each other by insulating areas, said
exposed metal islands constituting interconnects;

an electrically conducting helplayer deposited on the inter-
connects;

a catalyst layer deposited on the electrically conducting
helplayer; and

a plurality of nanostructures arranged on the interconnects
for electrical and/or thermal connection of said intercon-
nects to circuitry external to said integrated circuit
through said nanostructures;

wherein the electrically conducting helplayer and the cata-
lyst layer are present only directly below each of said
nanostructures.

2. The integrated circuit according to claim 1, wherein the
plurality of nanostructures comprises carbon, GaAs, ZnO,
InP, InGaAs, GaN, InGaN, or Si.

3. The integrated circuit according to claim 1, wherein the
plurality of nanostructures includes nanofibers, nanotubes, or
nanowires.

4. The integrated circuit according to claim 1, wherein the
conducting helplayer comprises a material selected from: a
metal, a semiconductor, a conducting polymer, and an alloy.

5. The integrated circuit according to claim 1, wherein the
conducting helplayer is from 1 nm to 100 um thick.

6. The integrated circuit according to claim 1, wherein the
electrically conducting helplayer has been patterned by etch-
ing using the plurality of nanostructures as a self-aligned
mask.
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7. The integrated circuit according to claim 1, wherein the
exposed metal islands comprise one or more metals selected
from: Cu, Ti, W, Mo, Pt, Al, Au, Pd, P, Ni, and Fe.

8. The integrated circuit according to claim 1, wherein the
exposed metal islands comprise one or more conducting
alloys selected from: TiN, WN, and AN.

9. The integrated circuit according to claim 1, wherein the
substrate is a semiconductor.

10. The integrated circuit according to claim 1, wherein the
substrate is an insulator.

11. The integrated circuit according to claim 1, wherein the
conducting helplayer comprises a material selected from: a
metal, a semiconductor, a conducting polymer, and an alloy.

12. The integrated circuit according to claim 1, comprising
an additional layer arranged between the conducting hel-
player and the catalyst layer.

13. The integrated circuit according to claim 1, wherein the
electrically conducting helplayer has been patterned by etch-
ing using the plurality of nanostructures as a self-aligned
mask.

14. An electronic device comprising:

a first integrated circuit according to claim 1; and

a second integrated circuit stacked on said first integrated
circuit,

wherein said second integrated circuit comprises a plural-
ity of interconnects, each being electrically and/or ther-
mally connected to a corresponding one of the plurality
of exposed metal islands comprised in said first inte-
grated circuit through said nanostructures arranged on
the exposed metal islands.

15. The electronic device according to claim 14, further
comprising a third integrated circuit stacked on said second
integrated circuit.

16. An integrated circuit comprising:

a first device layer and a second device layer stacked on the
first device layer, wherein said first device layer com-
prises:

a substrate comprising a plurality of exposed metal
islands separated from each other by insulating areas;

an electrically conducting helplayer deposited on the
exposed metal islands;

a catalyst layer deposited on the electrically conducting
helplayer; and

a plurality of nanostructures arranged on the metal
islands;

wherein the electrically conducting helplayer and the cata-
lyst layer are present only directly below each of said
nanostructures, and

wherein said second device layer comprises a plurality of
metal islands separated from each other by insulating
material, each of said metal islands being electrically
and/or thermally connected to the metal islands of the
first device layer through said nanostructures.

17. The integrated circuit according to claim 16, further

comprising a third device layer stacked on said second device
layer.
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